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(54) Prepreg, multilayer printed wiring board and process for production of said multilayer 
printed wiring board 



(57) Tine present invention provides: 

a prepreg which is composed of a mixture of a poly- 
carbodiimide resin and an epoxy resin and which 
has a film shape; 

a prepreg composed of (1) a mixture of a polycar- 
bodiimide resin and an epoxy resin and (2) a base 
material; 

a multilayer printed wiring board obtained by alter- 
nately laminating an internal substrate and an insu- 
lating adhesive layer and adhering them to each 
other, wherein the above prepreg is used as the 
insulating adhesive layer; and 
a process for producing a multilayer printed wiring 
board, which comprises alternately laminating an 
internal substrate and the above prepreg, adhering 
them to each other, and allowing all the internal 
substrates to communicate with each other at the 
required portions. 

The above prepreg has high flexibility at room tem- 
perature, causes neither chipping nor peeling of resin, 
and is superior in heat resistance and electrical insula- 
tion after press molding. 
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Description 

BACKGROUND OF THE INVENTION 
5 (1) Field of the Invention 

[0001] The present Invention relates to a prepreg, a multilayer printed wiring board and a process for producing a mul- 
tilayer printed wiring board. More particularly, the present invention relates to a prepreg which has high flexibility at room 
temperature, causes neither chipping nor peeling of resin, and is superior in heat resistance and electrical insulation 
10 after press molding; to a multilayer printed wiring board using said prepreg; and to a process for producing said multi- 
layer printed wiring board. 

(2) Description of the Prior Art 

15 [0002] Prepregs obtained by impregnating a mat or roving made of a glass fiber or the like, with a thermosetting resin 
(e.g., an epoxy resin) which has been cured up to an extent slightly higher than the B-stage, are in use for molding or 
lamination in plastic industry. Other prepregs are also known in which the mat or roving made of a glass fiber or the like 
used for molding or lamination, is replaced by an aramid fiber, or the epoxy resin is replaced by a polyimide resin, a 
polyphenylene ether resin, a polytetrafluoroethylene resin or a polyaminobismaleimide resin. 

20 [0003] The prepregs obtained by impregnating a glass cloth with a composition consisting of an epoxy resin and a 
curing agent and then semicuring the resulting material, have had problems in that they cause chipping or peeling of 
resin when bent. 

[0004] The prepregs in which an aramid fiber is used in place of the glass cloth, are improved in bending strength but 
are higher in cost because the aramid fiber is expensive. 
25 [0005] The prepregs in which a polyimide resin, a polyphenylene ether resin or a polytetrafluoroethylene resin is used 
in place of the epoxy resin, are relatively difficult to mold or process and moreover are expensive. The prepregs in which 
a polyaminobismaleimide resin is used in place of the epoxy resin, have high heat resistance; however, they are very 
hygroscopic and low in adhesivity and, moreover, because of the necessity of use of a high-boiling solvent when a var- 
nish Is made, contain a large amount of residual solvent and tend to generate voids during lamination. 

30 

SUMMARY OF THE INVENTION 

[0006] The present invention aims at alleviating the above-mentioned problems of the prior art and providing (1 ) a 
prepreg which has high flexibility at room temperature, causes neither chipping nor peeling of resin, and is superior in 
35 heat resistance and electrical insulation after press molding, (2) a multilayer printed wiring board using such a prepreg 
of excellent properties, and (3) a process for producing such a multilayer printed wiring board. 
[0007] The present invention provides: 

a prepreg which is composed of a mixture of a polycarbodiimide resin and an epoxy resin and which has a film 

40 shape; 

a prepreg composed of (1) a mixture of a polycarbodiimide resin and an epoxy resin and (2) a base material; 
a multilayer printed wiring board obtained by alternately laminating an internal substrate and an insulating adhesive 
layer and adhering them to each other, wherein the above prepreg is used as the insulating adhesive layer; and 
a process for producing a multilayer printed wiring board, which comprises alternately laminating an internal sub- 
45 strate and the above prepreg, adhering them to each other, and allowing all the internal substrates to communicate 
with each other at the required portions. 

BRIEF DESCRIPTION OF THE DRAWING 

50 [0008] 

Fig. 1 shows steps employed used in production of a multilayer printed wiring board of the present invention. 

[0009] In Fig. 1 , numeral 1 refers to an internal substrate having a circuit pattern formed on the surface; numeral 2 
55 refers to a prepreg; numerals 3 and 4 each refer to a copper foil; and numeral 5 refers to a multilayer printed wiring 
board. 
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DETAILED DESCRIPTION OF THE INVENTION 

[0010] The present invention is hereinafter described in detail. 

[0011] The prepreg according to the present invention has two types. The first type prepreg is composed of a poly- 
5 carbodiimide resin and an epoxy resin, as mentioned above. As this polycarbodiimide resin, there can be used those 
produced by various methods. There can be used rsocyanate-terminated polycarbodllmides produced fundamentally by 
the conventional method for producing a polycarbodiimide [U.S.P. 2.941 .956; JP-B-47-33,279; J. Org. Chem., 28. 2069- 
2075 (1963); Chemical Review 1981, Vol. 81, No. 4, pages 619-621], specifically by the carbon dioxide removal and 
condensation reaction of an organic polyisocyanate. 
10 [0012] In the above-mentioned method, as the organic polyisocyanate which is the starting material for synthesizing 
the polycarbodiimide compound, there can be used, for example, aromatic polyisocyanates, aliphatic polyisocyanates, 
alicyclic polyisocyanates and mixtures thereof, and specifically, there can be mentioned 1,5-naphthalene diisocyanate, 
4,4'-diphenylmeth ane diisocyanate, 4,4'-diphenyldimethylmethane diisocyanate, 1 ,3-phenylene diisocyanate, 1,4-phe- 
nylene diisocyanate, 2,4-tolylene diisocyanate, 2,6-tolylene diisocyanate, a mixture of 2,4-tolylene diisocyanate and 
15 2,6-tolylene diisocyanate, hexamethylene diisocyanate, cyclohexane-1 ,4-diisocyanate, xylylene diisocyanate, isophor- 
one diisocyanate, dicyclohexylmethane-4,4'-diisocyanate. methylcyclohexane diisocyanate, tetramethylxylylene diiso- 
cyanate, 2,6-diisopropyl-phenyl diisocyanate, and 1 ,3,5-triisopropylbenzene-2,4-diisocyanate. 

[001 3] Among them, those obtained from at least one aromatic polyisocyanate are preferable as the polycarbodiimide 
resin to be used in the present invention. Incidentally, the aromatic polyisocyanate refers to an isocyanate having, in the 
20 molecule, at least two isocyanate groups bonded directly to the aromatic ring. 

[0014] As the above-mentioned polycarbodiimide, there can also be used those polycarbodiimides whose terminals 
are blocked with a compound (e.g. a monoisocyanate) reactive with the terminal Isocyanates of polycarbodiimide and 
whose polymerization degrees are controlled at an appropriate level. 

[0015] As the monoisocyanate for blocking the terminals of polycarbodiimide to control the polymerization degree 
25 thereof, there can be mentioned, for example, phenyl isocyanate, tolylene isocyanate, dimethylphenyl isocyanate, 
cyclohexyt isocyanate, butyl isocyanate, and naphthyl isocyanate. 

[0016] As the other compounds reactive with the terminal isocyanates of polycarbodiimide, there can be used, for 
example, aliphatic compounds, aromatic compounds or alicyclic compounds having -OH group (such as methanol, eth- 
anol, phenol, cyclohexanol, N-methylethanolamine, polyethylene glycol monomethyl ether, polypropylene glycol mono- 

30 methyl ether and the like), =NH group (such ad diethylamine, dicyclohexylamine and the like), -NH2 group (such as 
butylamine, cyclohexylamine and the like), -COOH group (such as propionic acid, benzoic acid, cyclohexanecarboxylic 
acid and the like), -SH group (such as ethylmercaptan, allylmercaptan, thiophenol and the like), epoxy group, or the like. 
[0017] The carbon dioxide removal and condensation reaction of the above organic polyisocyanate proceeds in the 
presence of a carbodiimidation catalyst. As the carbodiimidation catalyst, there can be used, for example, phosphorene 

35 oxides such as 1-pheny!-2-phsophorene-1 -oxide, 3-methyl-1-phenyl-2-phosphorene-1 -oxide, 1 -ethyl-2-phosphorene- 
1 -oxide, 3-methyl-2-phosphorene-1 -oxide, 3-phosphorene isomers thereof, and the like. Among them, 3-methyl-1-phe- 
nyl-2-phosphorene-1 -oxide is suitable from the standpoint of reactivity. 

[0018] The polycarbodiimide resin used in the present invention has a polystyrene-reduced number-average molec- 
ular weight of 3,000 to 50,000, preferably 1 0,000 to 30,000, and more preferably 1 5,000 to 25,000, as measured by gel 

40 permeation chromatography (GPC) regardless of whether or not the above-mentioned terminal-blocking agent is used. 
When the number-average molecular weight is smaller than 3,000, no sufficient fiim-formability or heat resistance can 
be obtained. When the number-average molecular weight exceeds 50,000. a long period of time is required for the syn- 
thesis of polycarbodiimide resin and, in addition, the polycarbodiimide resin varnish obtained has an extremely short 
pot life (service life). Therefore, such number-average molecular weights are not practical. 

45 [0019] As the epoxy resin used In the present invention, there can be mentioned epoxy resins having at least two 
epoxy groups in the molecule, for example, glycidyl ether type epoxy resins, representatives of which are bisphenol A 
type epoxy resins, bisphenol F type epoxy resins, phenolic novolac type epoxy resins and cresol novolac type epoxy 
resins; alicyclic epoxy resins; glycidyl ester type epoxy resins; heterocyclic epoxy resins; and liquid rubber-modified 
epoxy resins. They are used alone or in admixture of two or more. Preferable are bisphenol A type epoxy resins, bisphe- 

50 nol F type epoxy resins, phenolic novolac type epoxy resins and cresol novolac type epoxy resins. However, the epoxy 
resins used in the present invention are not limited to them and all generally known epoxy resins may be used. 
[0020] In the first type prepreg of the present invention, the proportions of the polycarbodiimide resin and the epoxy 
resin used are. for example, 100 parts by weight (the former resin) and 20 to 200 parts by weight, preferably 40 to 150 
parts by weight, more preferably 50 to 1 00 parts by weight (the latter resin). When the proportion of the epoxy resin is 

55 less than 20 parts by weight, the properties of the epoxy resin hardly appear. When the proportion of the epoxy resin is 
more than 200 parts by weight, the resulting resin mixture has low film formability. Therefore, such amounts are not pre- 
ferred. 

[0021] Mixing of the polycarbodiimide resin with the epoxy resin can be conducted, for example, by mixing them at 
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room temperature, or by mixing them with heating, or by dissolving the epoxy resin in an appropriate solvent and mixing 
the resulting solution with the polycarbodiimide resin. However, there is no particular restriction as to the method for 
their mixing. 

[0022] The first type prepreg of the present invention is characterized by having a film shape. The mixture of the poly- 
5 carbodiimide resin and the epoxy resin can be allowed to have a film shape, for example, by casting the mixture on a 
polyethylene terephthalate (PET) film subjected to a treatment for easy release, according to a known method using a 
coater or the like, and heating the resulting material to remove the solvent contained in the mixture. There is no partic- 
ular restriction as to the method for allowing the mixture to have a film shape. 

[0023] Incidentally, the "prepreg having a film shape" mentioned herein refers to a prepreg having a thickness of about 
10 10 to 500 ^m. This prepreg is different from ordinary prepregs in that it uses no base material; however, it is called a 
prepreg for convenience, in the present specification. 

[0024] The second type prepreg of the present invention is composed of (1 ) a mixture of a polycarbodiimide resin and 
an epoxy resin and (2) a base material. Specifically, it is a prepreg obtained by impregnating a mixture of a polycarbo- 
diimide resin and an epoxy resin into a base material and semicuring the mixture. The polycarbodiimide resin, the 
15 epoxy resin and the mixture thereof used in the second type prepreg are the same as used in the first type prepreg; 
therefore, no explanation is made thereon. 

[0025] As the base material used in the second type prepreg of the present invention, there can be mentioned known 
base materials such as glass cloth, carbon fiber cloth or organic fiber cloth (e.g., aramid fiber cloth), paper and the like. 
[0026] In producing the second type prepreg of the present invention, first a base material is impregnated with a mix- 

20 ture of a polycarbodiimide resin and an epoxy resin. The impregnation can be conducted, for example, by immersing a 
base material in a resin bath containing a mixture of a polycarbodiimide resin and an epoxy resin and then drying the 
resulting material. However, there is no particular restriction as to the method for impregnation. 
[0027] There is no particular restriction, either, as to the amount of polycarbodiimide resin/epoxy resin mixture to be 
impregnated into base material. The amount of resin in prepreg after drying can be. for example, 10 to 90% by weight. 

25 [0028] The proportions of the polycarbodiimide resin and the epoxy resin mixed can be, for example, 100 parts by 
weight (the former resin) and 20 to 200 parts by weight, preferably 40 to 150 parts, more preferably 50 to 1 00 parts by 
weight (the latter resin), similarly to those in the first type prepreg. 

[0029] Next, the mixture of a polycarbodiimide resin and an epoxy resin is semicured and generally cured up to a state 
regarded as the B-stage. Semicuring is taken as, for example, a state in which the solvent remaining in the mixture is 
30 1 % by weight or less. 

[0030] The two types of prepregs of the present invention obtained as above, each show low dielectric constant, high 
electrical insulation and high heat resistance, all owing to the mixture of polycarbodiimide resin and epoxy resin; and 
can be used in place of conventional sheet-shaped adhesives, particularly in multilayer printed wiring boards and proc- 
esses for production thereof. 

35 [0031] As shown in Fig. 1 , a multilayer printed wiring board 5 can be produced according to the process of the present 
invention which comprises alternately laminating, between copper foils 3 and 4, an internal substrate 1 having a circuit 
pattern formed thereon and a first or second type prepreg 2 of the present invention, adhering these members 1 and 2 
to each other, and allowing all the internal substrates 1 to communicate with each other at the required portions. 
[0032] The adhesion between the internal substrate 1 and the first or second type prepreg 2 of the present invention 

40 can be made by, for example, heating. 

[0033] In the multilayer printed wiring board 5 obtained as above, the internal substrate 1 and the first or second type 
prepreg 2 of the present invention acting as an Insulating adhesive layer are laminated alternately and adhered to each 
other, as shown in Fig. 1 . 

[0034] The feature of the present invention lies in the application of a mixture of a polycarbodiimide resin and an epoxy 
45 resin to the production of a multilayer printed wiring board. That is, the present invention utilizes that the first or second 
type prepreg of the present invention using a mixed resin Is stable and flexible at room temperature and, when heated, 
is cured by dimerization or trimerization of carbodiimide group such as shown below: 



50 
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2-N=C=N-- 
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3_N=C=N-- 



25 or by reaction of carbodiimide group with epoxy resin to form a heterocyclic 5-nnembered ring called imidazolidione, as 
shown below. 



30 

-N=C=N- + -CH CHj 

35 



DETAILED DESCRIPTION OF PREFERRED EMBODIMENTS 

40 

[0035] The present invention is described in nnore detail below by way of Examples. 
Example 1 

45 [0036] Into a reactor equipped with a stirrer and a condenser were fed 1 ,720 g of 4,4'-diphenylmethane diisocyanate 
(hereinafter referred to as MDI), 16.4 g of phenyl Isocyanate (hereinafter referred to as PI), 12,900 g of tetrahydrofuran 
(hereinafter referred to as THF) used as a solvent, and 3.44 g of 3-methyl-1-phenyl-2-phosphorene-1 -oxide used as a 
catalyst. The reactor contents were subjected to a reaction under refluxing for 1 6 hours. As a result was obtained a var- 
nish of a polycarbodiimide having a polystyrene-reduced number-average molecular weight (Mn) of 2.0x1 0^ as meas- 

50 ured by GPC. The polycarbodiimide varnish was uniformly mixed with an epoxy resin (Epikote 828, a product of Yuka 
Shell Epoxy K. K.) in proportions of 100 parts by weight (polycarbodiimide resin) and 70 parts by weight (epoxy resin). 
The uniform mixture was casted on a release paper by the use of a coater and then dried at 65°C for 30 minutes to pro- 
duce a film-shaped prepreg having a thickness of 30 ^lm. 

[0037] Three such prepregs were laminated, as an insulating adhesive layer, on each side of an internal substrate. 
55 On each side of the resulting laminate was placed a copper foil having a thickness of 1 8 fim. The resulting material was 
subjected to press molding at a pressure of 40 kg/cm^ at 130°C for 10 minutes and then at 200°C for 60 minutes, 
whereby a copper-clad laminated plate was produced. 
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Example 2 

[0038] The operation of Example 1 was repeated except that the amount of Epikote 828 used was changed from 70 
parts by weight to 50 parts by weight. 

5 

Example 3 

[0039] The operation of Example 1 was repeated except that 70 parts by weight of Epikote 828 was changed to 70 
parts by weight of a creso) novolac type epoxy resin (ESCN-195XL, a product of Sumitomo Chemical Co., Ltd). 

10 

Example 4 

[0040] Into a reactor equipped with a stirrer and a condenser were fed 2,100 g of tolylene diisocyanate. 28.7 g of PI, 
14,300 g of tetrachloroethylene used as a solvent, and 4.2 g of 3-methyl-1-phenyl-2-phosphorene-1 -oxide. The reactor 

75 contents were subjected to a reaction under refluxing for 4 hours. As a result was obtained a varnish of a polycarbodi- 
imide having a polystyrene-reduced number-average molecular weight (Mn) of 1 .0x10^ as measured by GPC. The poly- 
carbodllmide varnish was uniformly mixed with an epoxy resin (Epikote 828, a product of Yuka Shell Epoxy K. K.) In 
proportions of 100 parts by weight (polycarbodiimide resin) and 70 parts by weight (epoxy resin). The uniform mixture 
was casted on a release paper by the use of a coater and then dried at 120°C for 30 minutes to produce a film-shaped 

20 prepreg having a thickness of 35 ^m. From these prepregs were produced a copper-clad laminated plate in the same 
manner as in Example 1 . 

Example 5 

25 [0041] The operation of Example 4 was repeated except that 70 parts by weight of Epikote 828 was changed to 60 
parts by weight of an epoxy resin (YDF-170, a product of Toto Kasei). 

Example 6 

30 [0042] Into a reactor equipped with a stirrer and a condenser were fed 1 ,720 g of MDI, 1 2.3 g of PI, 1 2,900 g of THF 
and 3.44 g of 3-methyl-1-phenyl-2-phosphorene-1 -oxide. The reactor contents were subjected to a reaction under 
refluxing for 16 hours. As a result was obtained a varnish of a polycarbodiimide having a polystyrene-reduced number- 
average molecular weight (Mn) of 2.5x10^ as measured by GPC. The polycarbodiimide varnish was uniformly mixed 
with an epoxy resin (Epikote 828, a product of Yuka Shell Epoxy K. K.) in proportions of 100 parts by weight (polycar- 

35 bodiimide resin) and 70 parts by weight (epoxy resin). The uniform mixture was impregnated into a glass cloth (Product 
No. 7628AS905, a product of Asahi Schwebel Co., Ltd.) and dried to a semicured state to produce a prepreg of 1 10 jim 
in thickness having a resin content of 40% and using a glass cloth as the base material. From these prepregs was pro- 
duced a copper-clad laminated plate in the same manner as in Example 1 . 

40 Comparative Example 1 

[0043] The operation of Example 1 was repeated except that the amount of Epikote 828 used was increased from 70 
parts by weight to 300 parts by weight. 

45 Comparative Example 2 

[0044] Into a reactor equipped with a stirrer and a condenser were fed 1 ,000 g of MDI, 1 1 9 g of PI, 8,600 g of THF, 
and 2.2 g of 3-methyl-1-phenyl-2-phosphorene-1 -oxide used as a catalyst. The reactor contents were subjected to a 
reaction under refluxing for 10 hours. As a result was obtained a varnish of a polycarbodiimide having a polystyrene- 
50 reduced number-average molecular weight (Mn) of 2.1x10^ as measured by GPC. The polycarbodiimide varnish was 
uniformly mixed with an epoxy resin (Epikote 828, a product of Yuka Shed Epoxy K. K.) in proportions of 100 parts by 
weight (polycarbodiimide resin) and 70 parts by weight (epoxy resin). The uniform mixture was casted on a release 
paper by the use of a coater and then dried at 65°C for 30 minutes to produce a film-shaped prepreg having a thickness 
of 35 ^im. From these prepregs were produced a copper-clad laminated plate in the same manner as in Example 1 . 

55 

Comparative Example 3 

[0045] An epoxy resin varnish having the following composition was impregnated into a glass cloth (Product No. 
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7628AS905. a product of Asahi Schwebel Co.. Ltd.) and dried to a semicured state to produce a prepreg sheet of 100 
m in thickness having a resin content of 40% and using a glass cloth as the base material. 

Epoxy resin varnish 

[0046] 



10 


Epoxy resin (DER-51 1 , a product of Dow Chemical) 


1 00 parts by weight 




Curing agent (dicyandiamide) 


5 parts by weight 




Curing accelerator (2>ethyl-4-methylimidazole) 


0.15 part by weight 


15 


Solvent (methyl ethyl ketone) 


40 parts by weight 




Solvent (DMF) 


1 0 parts by weight 



[0047] From these prepregs was produced a copper-clad laminated plate in the same manner as in Example 1 . 
20 [0048] The copper-clad laminated plates or prepregs produced above were measured for the following properties 
according to the following methods. The results are shown in Table 1. 

Dielectric constant and dielectric loss tangent 

25 [0049] Values at 1 MHz were measured for the copper-clad laminated plates of the Examples and the Comparative 
Examples, using HP-4284A LCR Meter (a product of Hewlett Packard) according to JIS K 691 1 . 

Resistance 

30 [0050] Surface resistance and volume resistance were measured for the copper-clad laminated plates of the Exam- 
ples and the Comparative Examples, using 4239A High Resistance Meter (a product of Yokogawa Hewlett Packard) 
according to JIS C 6481 . 

Resistance to soldering heat test 

35 

[0051] Five specimens were used for each sample. A case in which no specimen showed swelling when tested at 
260°C for 60 seconds, was reported as o; and a case in which all specimens showed swelling, was reported as X. 

Glass transition temperature 

40 

[0052] Each of the prepregs produced in the Examples and the Comparative Examples was heat-treated at 250° for 
20 minutes and then measured for glass transition temperature using Rheolograph Solid (a product of Toyo Seiki). The 
temperature elevation rate was 5°C/min, the frequency was 10 Hz. and a peak top of tan 6 was taken as glass transi- 
tion temperature (Tg). 

45 



50 



55 
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Table 1 







Examples 


Comp. Examples 


5 




1 


2 


3 


4 


5 


6 


1 


2 


3 




Dielectric constant 


3.6 


3.5 


3.9 


3.8 


3.9 


4.2 


4.3 


3.9 


4,5 




Dielectric loss tangent 


0.008 


0.007 


0.009 


0.007 


0.01 


0.015 


0.01 


0.009 


0.02 


10 


Tg (°c) 


>250 


>250 


>250 


240 


215 




155 


130 






Resistance to soldering 
heat test 


o 


o 


o 


o 


o 


O 


O 


X 


o 




Surface resistance (Q) 


>1015 


>10^5 


>101S 


>10^5 


>10^5 


>10^5 


4x1 O^'* 


>10^5 


5x10^^ 


15 


Volume resistance 
{Qcm) 


>1016 


>10l6 


>10l6 


>10^6 


>10^6 


>10^6 


2x10^^ 


>10^6 


4x10^" 




Appearance of prepreg 
(1) 


O 


O 


o 


o 


O 


O 


X 


X 


O 



20 (1) Visual observation was made and rating was made according to the following standard. 

O : The surface of prepreg was smooth and had no residual bubbles. 
X: The surface had n^ny unevennesses. was very tacky, and had many residual bubbles. 



25 [0053] The first type prepreg of the present invention is composed of a mixture of a polycarboditmide resin and an 
epoxy resin and has a film shape. It has low dielectric constant, high electrical insulation and high heat resistance; 
moreover, containing no base material, it enables production of a thin prepreg and a thin multilayer printed wiring board. 
[0054] The second type prepreg of the present invention is composed of (1 ) a mixture of a polycarbodiimide resin and 
an epoxy resin and (2) a base material. It has low dielectric constant, high electrical insulation and high heat resistance, 

30 has high flexibility at room temperature, causes neither chipping nor peeling of resin, and is superior in heat resistance 
and electrical insulation after press molding. 

[0055] The multilayer printed wiring board of the present invention is obtained by alternately laminating an internal 
substrate and an insulating adhesive layer and adhering them to each other. In the present multilayer printed wiring 
board, the prepreg of the present invention Is used as the insulating adhesive layer; therefore, the low dielectric con- 
as stant, high electrical insulation and high heat resistance possessed by the polycarbodiimide resin/epoxy resin mixture 
present in the above prepreg satisfy various requirements for printed wiring board. The present multilayer printed wiring 
board can be produced easily. Therefore, the present multilayer printed wiring board has a high industrial value. 

Claims 

40 

1. A prepreg which is composed of a mixture of a polycarbodiimide resin and an epoxy resin and which has a film 
shape. 

2. A prepreg composed of (1 ) a mixture of a polycarbodiimide resin and an epoxy resin and (2) a base material. 

45 

3. A prepreg according to Claim 2, which is obtained by impregnating the mixture (1) of a polycarbodiimide resin and 
an epoxy resin into the base material (2) and semicuring the mixture (1). 

4. A prepreg according to any of Claims 1 to 3, wherein the polycarbodiimide resin is obtained from at least one kind 
50 of aromatic polyisocyanate. 

5. A prepreg according to Claims 1 to 3, wherein the polycarbodiimide resin has a polystyrene-reduced number-aver- 
age molecular weight of 3,000 to 50,000 as measured by gel permeation chromatogaphy. 

55 6. A prepreg according to any of Claims 1 to 3, wherein the proportion of the epoxy resin is 20 to 200 parts by weight 
per 100 parts by weight of the polycarbodiimide resin. 

7. A multilayer printed wiring board obtained by alternately laminating an internal substrate and an insulating adhesive 
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layer and adhering them to each other, wherein a prepreg set forth in any of Claims 1 to 6 is used as the insulating 
adhesive layer. 

A process for producing a multilayer printed wiring board, which comprises alternately laminating an internal sub- 
strate and a prepreg set forth In any of Claims 1 to 6, adhering them to each other, and allowing all the internal sub- 
strates to communicate with each other at the required portions. 

A process according to Claim 8. wherein the adhesion between each internal layer and each prepreg is conducted 
by heating. 
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(54) Prepreg, multilayer printed wiring board and process for production of said multilayer 
printed wiring board 



(57) The present invention provides: 

a prepreg which is connposed of a mixture of a poly- 
carbodiimide resin and an epoxy resin and which 
has a film shape; 

a prepreg composed of (1 ) a mixture of a polycar- 
bodiimide resin and an epoxy resin and (2) a base 
material; 

a multilayer printed wiring board obtained by alter- 
nately laminating an internal substrate and an insu- 
lating adhesive layer and adhering them to each 
other, wherein the above prepreg is used as the 
insulating adhesive layer; and 
a process for producing a multilayer printed wiring 
board, which comprises alternately laminating an 
internal substrate and the above prepreg, adhering 
them to each other, and allowing all the internal 
substrates to communicate with each other at the 
required portions. 

The above prepreg has high flexibility at room tem- 
perature, causes neither chipping nor peeling of resin, 
and is superior in heat resistance and electrical insula- 
tion after press molding. 
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Description 

BACKGROUND OF THE INVENTION 

5 (1 ) Field of the Invention 

[0001] The present invention relates to a prepreg, a multilayer printed wiring board and a process for producing a 
multilayer printed wiring board. More particularly, the present invention relates to a prepreg which has high flexibility 
at room temperature, causes neither chipping nor peeling of resin, and is superior in heat resistance and electrical 
10 insulation after press molding; to a multilayer printed wiring board using said prepreg; and to a process for producing 
said multilayer printed wiring board. 

(2) Description of the Prior Art 

15 [0002] Prepregs obtained by impregnating a mat or roving made of a glass fiber or the like, with a thermosetting 
resin (e.g., an epoxy resin) which has been cured up to an extent slightly higher than the B-stage, are in use for molding 
or lamination in plastic industry. Other prepregs are also known in which the mat or roving made of a glass fiber or the 
like used for molding or lamination, is replaced by an aramid fiber, or the epoxy resin is replaced by a polyimide resin, 
a poiyphenylene ether resin, a polytetrafluoroethylene resin or a polyaminoblsmalelmlde resin. 

20 [0003] The prepregs obtained by impregnating a glass cloth with a composition consisting of an epoxy resin and a 
curing agent and then semicuring the resulting material, have had problems in that they cause chipping or peeling of 
resin when bent. 

[0004] The prepregs in which an aramid fiber is used in place of the glass cloth, are improved in bending strength 
but are higher in cost because the aramid fiber is expensive. 
25 [0005] The prepregs in which a polyimide resin, a poiyphenylene ether resin or a polytetrafluoroethylene resin is 
used in place of the epoxy resin, are relatively difficult to mold or process and moreover are expensive. The prepregs 
in which a polyaminobismaleimide resin is used in place of the epoxy resin, have high heat resistance; however, they 
are very hygroscopic and low in adhesivity and. moreover, because of the necessity of use of a high-boiling solvent 
when a varnish is made, contain a large amount of residual solvent and tend to generate voids during lamination. 

30 

SUMMARY OF THE INVENTION 

[0006] The present invention aims at alleviating the above-mentioned problems of the prior art and providing (1) a 
prepreg which has high flexibility at room temperature, causes neither chipping nor peeling of resin, and is superior in 
35 heat resistance and electrical insulation after press molding, (2) a multilayer printed wiring board using such a prepreg 
of excellent properties, and (3) a process for producing such a multilayer printed wiring board. 
[0007] The present invention provides: 

a prepreg which is composed of a mixture of a polycarbodlimide resin and an epoxy resin and which has a film 
40 shape; 

a prepreg composed of (1) a mixture of a potycarbodiimide resin and an epoxy resin and (2) a base material; 
a multilayer printed wiring board obtained by alternately laminating an internal substrate and an insulating adhesive 
layer and adhering them to each other, wherein the above prepreg is used as the insulating adhesive layer; and 
a process for producing a multilayer printed wiring board, which comprises alternately laminating an internal sub- 
45 strate and the above prepreg, adhering them to each other, and allowing all the intemal substrates to communicate 

with each other at the required portions, 

BRIEF DESCRIPTION OF THE DRAWING 

50 [0008] 

Fig. 1 shows steps employed used in production of a multilayer printed wiring board of the present invention. 

[0009] In Fig. 1 , numeral 1 refers to an internal substrate having a circuit pattem formed on the surface; numeral 2 
55 refers to a prepreg; numerals 3 and 4 each refer to a copper foil; and numeral 5 refers to a multilayer printed wiring board. 
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DETAILED DESCRIPTION OF THE INVENTION 

[0010] The present invention is hereinafter described in detail. 

[001 1 ] The prepreg according to the present invention has two types. The first type prepreg is composed of a poly- 

5 carbodiimide resin and an epoxy resin, as mentioned above. As this polycarbodiimide resin, there can be used those 
produced by various methods. There can be used isocyanate-terminated polycarbodiimides produced fundamentally 
by the conventional method for producing a polycarbodiimide [U.S.P. 2,941,956; JP-B-47-33,279; J. Org. Chem.. 28, 
2069-2075 (1963); Chemical Review 1981 . Vol. 81 , No. 4, pages 619-621], specifically by the carbon dioxide removal 
and condensation reaction of an organic polyisocyanate. 

10 [001 2] In the above-mentioned method, as the organic polyisocyanate which is the starting material for synthesizing 
the polycarbodiimide compound, there can be used, for example, aromatic polyisocyanates, aliphatic polyisocyanates, 
alicyclic polyisocyanates and mixtures thereof, and specifically, there can be mentioned 1 ,5-naphthalene diisocyanate, 
4,4'-diphenylmethanediisocyanate, 4,4'-diphenyldimethylmethane diisocyanate, 1 ,3-phenylene diisocyanate, 1 ,4-phe- 
nylene diisocyanate, 2,4-tolylene diisocyanate, 2,6-tolylene diisocyanate, a mixture of 2,4-tolylene diisocyanate and 

15 2,6-tolylene diisocyanate, hexamethylene diisocyanate, cyclohexane-1 ,4-diisocyanate, xylylene diisocyanate, isopho- 
rone diisocyanate, dicyclohexylmethane-4,4'-diisocyanate, methylcyclohexane diisocyanate, tetramethylxylylene di- 
isocyanate, 2,6-diisopropylphenyl diisocyanate, and 1 ,3,5-triisopropylbenzene-2,4-diisocyanate. 
[001 3] Among them, those obtained from at least one aromatic polyisocyanate are preferable as the polycarbodiimide 
resin to be used in the present invention. Incidentally, the aromatic polyisocyanate refers to an isocyanate having, in 

20 the molecule, at least two isocyanate groups bonded directly to the aromatic ring. 

[001 4J As the above-mentioned polycarbodiimide, there can also be used those polycarbodiimides whose terminals 
are blocked with a compound (e.g. a monoisocyanate) reactive with the terminal isocyanates of polycarbodiimide and 
whose polymerization degrees are controlled at an appropriate level. 

[0015] As the monoisocyanate for blocking the terminals of polycarbodiimide to control the polymerization degree 
25 thereof, there can be mentioned, for example, phenyl isocyanate, tolylene isocyanate, dimethylphenyl isocyanate, 
cyclohexyl isocyanate, butyl isocyanate, and naphthyl isocyanate. 

[0016] As the other compounds reactive with the terminal isocyanates of polycarbodiimide, there can be used, for 
example, aliphatic compounds, aromatic compounds or alicyclic compounds having -OH group (such as methanol, 
ethanol, phenol, cyclohexanol, N-methylethanolamine, polyethylene glycol monomethyl ether, polypropylene glycol 
30 monomethyl ether and the like), =NH group (such ad diethylamine, dicyclohexylamine and the like), -NHg group (such 
as butylamine, cyclohexylamine and the like), -COOH group (such as propionic acid, benzoic acid, cyclohexanecar- 
boxylic acid and the like), -SH group (such as ethylmercaptan, allylmercaptan, thiophenol and the like), epoxy group, 
or the like. 

[0017] The carbon dioxide removal and condensation reaction of the above organic polyisocyanate proceeds in the 
35- presence of a carbodiimidation catalyst. As the carbodiimidation catalyst, there can be used, for example, phosphorene 
oxides such as 1-phenyl-2-phsophorene-1 -oxide, 3-methyl-1-phenyl-2-phosphorene-1 -oxide, 1 -ethyl-2-phosphorene- 
1 -oxide, 3-methyl-2-phosphorene-1 -oxide, 3-phosphorene isomers thereof, and the like. Among them. 3-methy 1-1 -phe- 
nyl-2-phosphorene-1 -oxide is suitable from the standpoint of reactivity. 

[001 8] The polycarbodiimide resin used in the present invention has a polystyrene-reduced number-average molec- 

40 ular weight of 3,000 to 50.000, preferably 10,000 to 30,000, and more preferably 15,000 to 25,000, as measured by 
gel permeation chromatography (GPC) regardless of whether or not the above-mentioned terminal-blocking agent is 
used. When the number-average molecular weight is smaller than 3,000, no sufficient film-formability or heat resistance 
can be obtained. When the number-average molecular weight exceeds 50,000, a long period of time is required for 
the synthesis of polycarbodiimide resin and, in addition, the polycarbodiimide resin varnish obtained has an extremely 

45 short pot life (service life). Therefore, such number-average molecular weights are not practical. 

[0019] As the epoxy resin used in the present invention, there can be mentioned epoxy resins having at least two 
epoxy groups in the molecule, for example, glycidyl ether type epoxy resins, representatives of which are bisphenol A 
type epoxy resins, bisphenol F type epoxy resins, phenolic novolac type epoxy resins and cresol novolac type epoxy 
resins; alicyclic epoxy resins; glycidyl ester type epoxy resins; heterocyclic epoxy resins; and liquid rubber-modified 

50 epoxy resins. They are used alone or in admixture of two or more. Preferable are bisphenol A type epoxy resins, 
bisphenol F type epoxy resins, phenolic novolac type epoxy resins and cresol novolac type epoxy resins. However, 
the epoxy resins used in the present invention are not limited to them and all generally known epoxy resins may be used. 
[0020] In the first type prepreg of the present invention, the proportions of the polycarbodiimide resin and the epoxy 
resin used are, for example, 1 00 parts by weight (the fornier resin) and 20 to 200 parts by weight, preferably 40 to 1 50 

55 parts by weight, more preferably 50 to 100 parts by weight (the latter resin). When the proportion of the epoxy resin is 
less than 20 parts by weight, the properties of the epoxy resin hardly appear. When the proportion of the epoxy resin 
is more than 200 parts by weight, the resulting resin mixture has low film formability. Therefore, such amounts are not 
preferred. 
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[0021] Mixing of the polycarbodilmide resin with the epoxy resin can be conducted, for example, by mixing them at 
room temperature, or by mixing them with heating, or by dissolving the epoxy resin in an appropriate solvent and mixing 
the resulting solution with the polycarbodiimide resin. However, there is no particular restriction as to the method for 
their mixing. 

5 [0022] The first type prepreg of the present invention is characterized by having a film shape. The mixture of the 
polycarbodiimide resin and the epoxy resin can be allowed to have a film shape, for example, by casting the mixture 
on a polyethylene terephthalate (PET) film subjected to a treatment for easy release, according to a known method 
using a coater or the tike, and heating the resulting material to remove the solvent contained in the mixture. There is 
no particular restriction as to the method for allowing the mixture to have a film shape. 

10 [0023] Incidentally, the "prepreg having a film shape" mentioned herein refers to a prepreg having a thickness of 
about 10 to 500 \im. This prepreg is different from ordinary prepregs in that it uses no base material; however, it is 
called a prepreg for convenience, in the present specification. 

[0024] The second type prepreg of the present invention is composed of (1) a mixture of a polycarbodiimide resin 
and an epoxy resin and (2) a base material. Specifically, it is a prepreg obtained by impregnating a mixture of a poly- 
ps carbodiimlde resin and an epoxy resin into a base material and semicuring the mixture. The polycarbodiimide resin, 
the epoxy resin and the mixture thereof used in the second type prepreg are the same as used in the first type prepreg; 
therefore, no explanation is made thereon. 

[0025] As the base material used in the second type prepreg of the present invention, there can be mentioned known 
base materials such as glass cloth, carbon fiber cloth or organic fiber cloth (e.g., aramid fiber cloth), paper and the like. 

20 [0026] In producing the second type prepreg of the present invention, first a base material is Impregnated with a 
mixture of a polycarbodiimide resin and an epoxy resin. The impregnation can be conducted, for example, by immersing 
a base material in a resin bath containing a mixture of a polycarbodiimide resin and an epoxy resin and then drying 
the resulting material. However, there is no particular restriction as to the method for impregnation. 
[0027] There is no particular restriction, either, as to the amount of polycarbodiimide resin/epoxy resin mixture to be 

25 impregnated into base material. The amount of resin in prepreg after drying can be, for example, 1 0 to 90% by weight. 
[0028] The proportions of the polycarbodiimide resin and the epoxy resin mixed can be, for example, 100 parts by 
weight (the former resin) and 20 to 200 parts by weight, preferably 40 to 150 parts, more preferably 50 to 100 parts by 
weight (the latter resin), similarly to those in the first type prepreg. 

[0029] Next, the mixture of a polycarbodiimide resin and an epoxy resin is semicured and generally cured up to a 
30 state regarded as the B-stage. Semicuring is taken as, for example, a state in which the solvent remaining in the mixture 

is 1 % by weight or less. 

[0030] The two types of prepregs of the present invention obtained as above, each show low dielectric constant, 
high electrical insulation and high heat resistance, all owing to the mixture of polycarbodiimide resin and epoxy resin; 
and can be used in place of conventional sheet-shaped adhesives, particularly in multilayer printed wiring boards and 

35 processes for production thereof. 

[0031 ] As shown in Fig. 1 , a multilayer printed wiring board 5 can be produced according to the process of the present 
invention which comprises alternately laminating, between copper foils 3 and 4, an internal substrate 1 having a circuit 
pattern formed thereon and a first or second type prepreg 2 of the present invention, adhering these members 1 and 
2 to each other, and allowing all the internal substrates 1 to communicate with each other at the required portions. 

40 [0032] The adhesion between the internal substrate 1 and the first or second type prepreg 2 of the present invention 
can be made by, for example, heating. 

[0033] In the multilayer printed wiring board 5 obtained as above, the internal substrate 1 and the first or second 
type prepreg 2 of the present invention acting as an insulating adhesive layer are laminated alternately and adhered 
to each other, as shown in Fig. 1 . 
^ [0034] The feature of the present invention lies in the application of a mixture of a polycarbodiimide resin and an 
epoxy resin to the production of a multilayer printed wiring board. That is, the present invention utilizes that the first or 
second type prepreg of the present invention using a mixed resin is stable and flexible at room temperature and. when 
heated, is cured by dimerization or trimerization of carbodilmide group such as shown below: 

50 



55 



-J>-N=C. 
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or by reaction of carbodilmide group with epoxy resin to form a heterocyclic 5-membered ring called imidazolldione, 
^5 as shown below. 



O 

20 
25 

DETAILED DESCRIPTION OF PREFERRED EMBODIMENTS 

[0035] The present Invention is described in more detail below by way of Examples. 

30 

Example 1 

[0036] Into a reactor equipped with a stirrer and a condenser were fed 1 ,720 g of 4,4'-diphenylmethane diisocyanate 
(hereinafter referred to as MDI), 1 6.4 g of phenyl isocyanate (hereinafter referred to as PI), 1 2,900 g of tetrahydrofuran 

35 (hereinafter referred to as THF) used as a solvent, and 3.44 g of 3-methyl-1-phenyl-2-phosphorene-1 -oxide used as 
a catalyst. The reactor contents were subjected to a reaction under refluxing for 16 hours. As a result was obtained a 
varnish of a polycarbodiimide having a polystyrene-reduced number-average molecular weight (Mn) of 2.0x10* as 
measured by GPC. The polycarbodiimide varnish was uniformly mixed with an epoxy resin (Epikote 828, a product of 
Yuka Shell Epoxy K. K.) In proportions of 100 parts by weight (polycarbodiimide resin) and 70 parts by weight (epoxy 

40 resin). The uniform mixture was casted on a release paper by the use of a coater and then dried at 65^*0 for 30 minutes 
to produce a film-shaped prepreg having a thickness of 30 ^.m. 

[0037] Three such prepregs were laminated, as an Insulating adhesive layer, on each side of an internal substrate. 
On each side of the resulting laminate was placed a copper foil having a thickness of 18 ^m. The resulting material 
was subjected to press molding at a pressure of 40 kg/cm^ at ^30''C for 10 minutes and then at 200''C for 60 minutes. 
4S whereby a copper-clad laminated plate was produced. 

Example 2 

[0038] The operation of Example 1 was repeated except that the amount of Epikote 828 used was changed from 70 
50 parts by weight to 50 parts by weight. 

Example 3 

[0039] The operation of Example 1 was repeated except that 70 parts by weight of Epikote 828 was changed to 70 
55 parts by weight of a cresol novolac type epoxy resin (ESCN-195XL, a product of Sumitomo Chemical Co., Ltd). 
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Example 4 



[0040] Into a reactor equipped with a stirrer and a condenser were fed 2, 1 00 g of tolylene diisocyanate, 28.7 g of PI, 
1 4,300 g of tetrachloroethylene used as a solvent, and 4.2 g of 3-nfiethyl-1 -phenyl-2-phosphorene-1 -oxide. The reactor 

5 contents were subjected to a reaction under refluxing for 4 hours. As a result was obtained a varnish of a polycarbo- 
diimide having a polystyrene-reduced number-average molecular weight (Mn) of 1.0x10^ as measured by GPC. The 
polycarbodiimide varnish was uniformly mixed with an epoxy resin (Epikote 828, a product of Yuka Shell Epoxy K. K.) 
in proportions of 1 00 parts by weight (polycarbodiimide resin) and 70 parts by weight (epoxy resin). The uniform mixture 
was casted on a release paper by the use of a coater and then dried at 1 20°C for 30 minutes to produce a film-shaped 

10 prepreg having a thickness of 35 ^m. From these prepregs were produced a copper-clad laminated plate in the same 
manner as in Example 1 . 



15 [0041 ] The operation of Example 4 was repeated except that 70 parts by weight of Epikote 828 was changed to 60 
parts by weight of an epoxy resin (YDF-170, a product of Toto Kasei). 



20 [0042] Into a reactor equipped with a stirrer and a condenser were fed 1,720 g of MDI, 12.3 g of PI, 12,900 g of THF 
and 3.44 g of 3-methyl-1-phenyl-2-phosphorene-1 -oxide. The reactor contents were subjected to a reaction under 
refluxing for 16 hours. As a result was obtained a varnish of a polycarbodiimide having a polystyrene-reduced number- 
average molecular weight (Mn) of 2.5x10^ as measured by GPC. The polycarbodiimide varnish was uniformly mixed 
with an epoxy resin (Epikote 828, a product of Yuka Shell Epoxy K. K.) in proportions of 100 parts by weight (polycar- 

25 bodiimide resin) and 70 parts by weight (epoxy resin). The uniform mixture was impregnated into a glass cloth (Product 
No. 7628AS905, a product of Asahi Schwebel Co., Ltd.) and dried to a semicured state to produce a prepreg of 110 
pim in thickness having a resin content of 40% and using a glass cloth as the base material. From these prepregs was 
produced a copper-clad laminated plate in the same manner as in Example 1 . 

30 Comparative Example 1 

[0043] The operation of Example 1 was repeated except that the amount of Epikote 828 used was increased from 
70 parts by weight to 300 parts by weight. 

35 Comparative Example 2 

[0044] Into a reactor equipped with a stirrer and a condenser were fed 1 ,000 g of MDI, 1 1 9 g of PI, 8,600 g of THF, 
and 2.2 g of 3-methyl-l-phenyl-2-phosphorene-1 -oxide used as a catalyst. The reactor contents were subjected to a 
reaction under refluxing for 10 hours. As a result was obtained a varnish of a polycarbodiimide having a polystyrene- 
40 reduced number-average molecular weight (Mn) of 2.1x103 as measured by GPC. The polycarbodiimide varnish was 
uniformly mixed with an epoxy resin (Epikote 828, a product of Yuka Shell Epoxy K. K.) in proportions of 100 parts by 
weight (polycarbodiimide resin) and 70 parts by weight (epoxy resin). The uniform mixture was casted on a release 
paper by the use of a coater and then dried at 65°C for 30 minutes to produce a film-shaped prepreg having a thickness 
of 35 ^m. From these prepregs were produced a copper-ciad laminated plate in the same manner as in Example 1 . 



Comparative Example 3 

[0045] An epoxy resin varnish having the following composition was impregnated into a glass cloth (Product No. 
7628AS905, a product of Asahi Schwebel Co.. Ltd.) and dried to a semicured state to produce a prepreg sheet of 100 
50 m in thickness having a resin content of 40% and using a glass cloth as the base material. 



Example 5 



Example 6 



45 



Epoxy resin varnish 



55 



Epoxy resin (DER-511, a product of Dow Chemical) 
Curing agent (dicyandiamide) 
Curing accelerator (2-ethyl-4-methylimida20le) 
Solvent (methyl ethyl ketone) 



1 00 parts by weight 
5 parts by weight 
0.15 part by weight 
40 parts by weight 
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(continued) 




Epoxy resin varnish 


Solvent (DMF) 


1 0 parts by weight 



[0046] From these prepregs was produced a copper-clad laminated plate in the same manner as In Example 1 . 
[0047] The copper-clad laminated plates or prepregs produced above were measured for the following properties 
according to the following methods. The results are shown In Table 1, 

Dielectric constant and dielectric loss tangent 



[0048] Values at 1 MHz were measured for the copper-clad laminated plates of the Examples and the Comparative 
Examples, using HP-4284A LCR Meter (a product of Hewlett Packard) according to JIS K 6911 . 

Resistance 



[0049] Surface resistance and volume resistance were measured for the copper-clad laminated plates of the Exam- 
ples and the Comparative Examples, using 4239A High Resistance Meter (a product of Yokogawa Hewlett Packard) 

according to JIS C 6481. 

Resistance to soldering heat test 

[0050] Five specimens were used for each sample. A case in which no specimen showed swelling when tested at 
260°C for 60 seconds, was reported as o; and a case in which all specimens showed swelling, was reported as X. 

Glass transition temperature 

[0051 ] Each of the prepregs produced in the Examples and the Comparative Examples was heat-treated at 250*' for 
20 minutes and then measured for glass transition temperature using Rheolograph Solid (a product of Toyo Seiki). The 
temperature elevation rate was 5°C/mln, the frequency was 1 0 Hz, and a peak top of tan 5 was taken as glass transition 
temperature (Tg). 



Table 1 





Examples 


Comp. Examples 


1 


2 


3 


4 


5 


6 


1 


2 


3 


Dielectric constant 


3.6 


3.5 


3.9 


3.8 


3.9 


4.2 


4.3 


3.9 


4.5 


Dielectric loss tangent 


0.008 


0.007 


0.009 


0.007 


0.01 


0.015 


0.01 


0.009 


0.02 


Tg rC) 


>250 


>250 


>250 


240 


215 




155 


130 




Resistance to soldering 
heat test 


0 


O 


O 


O 


O 


O 


O 


X 


O 


Surface resistance (Q) 


>1015 


>1015 


>1015 


>1015 


>1015 


>1015 


4x10^^ 


>1015 


5x10^3 


Volume resistance (Qcm) 


>10^6 


>10i6 


>1016 


>1016 


>1Q16 


>1016 


2x1015 


>1016 


4x1014 


Appearance of prepreg 0) 


o 


o 


o 


o 


o 


o 


X 


X 


O 



(1) Visual observation was made and rating was made according to the following standard. 
O: The surface of prepreg was smooth and had no residual bubbles. 



X: The surface had many unevennesses, was very tacky, and had many residual bubbles. 



[0052] The first type prepreg of the present invention is composed of a mixture of a polycarbodiimide resin and an 
epoxy resin and has a film shape. It has low dielectric constant, high electrical insulation and high heat resistance; 
moreover, containing no base material, It enables production of a thin prepreg and a thin multilayer printed wiring board. 
[0053] The second type prepreg of the present invention is composed of (1) a mixture of a polycarbodiimide resin 
and an epoxy resin and (2) a base material. It has low dielectric constant, high electrical insulation and high heat 
resistance, has high flexibility at room temperature, causes neither chipping nor peeling of resin, and is superior In 
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heat resistance and electrical insulation after press molding. 

[0054] The multilayer printed wiring board of the present invention is obtained by alternately laminating an internal 
substrate and an insulating adhesive layer and adhering them to each other. In the present multilayer printed wiring 
tK)ard, the prepreg of the present invention Is used as the Insulating adhesive layer; therefore, the low dieleciric con- 
5 stant, high electrical insulation and high heat resistance possessed by the polycarbodiimide resin/epoxy resin mixture 
present in the above prepreg satisfy various requirements for printed wiring board. The present multilayer printed wiring 
board can be produced easily. Therefore, the present multilayer printed wiring board has a high industrial value. 



10 Claims 

1. A prepreg which is composed of a mixture of a polycarbodiimide resin and an epoxy resin and which has a film 
shape. 

15 2. A prepreg composed of (1 ) a mixture of a polycarbodiimide resin and an epoxy resin and (2) a base material. 

3. A prepreg according to Claim 2, which is obtained by impregnating the mixture (1 ) of a polycarbodiimide resin and 
an epoxy resin into the base material (2) and semicuring the mixture (1). 

20 4. A prepreg according to any of Claims 1 to 3. wherein the polycarbodiimide resin is obtained from at least one kind 
of aromatic polyisocyanate. 

5. A prepreg according to Claims 1 to 3, wherein the polycarbodiimide resin has a polystyrene-reduced number- 
average molecular weight of 3,000 to 50,000 as measured by gel permeation chromatogaphy. 

25 

6. A prepreg according to any of Claims 1 to 3, wherein the proportion of the epoxy resin is 20 to 200 parts by weight 
per 100 parts by weight of the polycarbodiimide resin. 

7. A multilayer printed wiring board obtained by altemately laminating an intemal substrate and an insulating adhesive 
30 layer and adhering them to each other, wherein a prepreg set forth in any of Claims 1 to 6 Is used as the insulating 

adhesive layer. 

8. A process for producing a multilayer printed wiring board, which comprises alternately laminating an internal sub- 
strate and a prepreg set forth in any of Claims 1 to 6, adhering them to each other, and allowing all the intemal 

35 substrates to communicate with each other at the required portions. 

9. A process according to Claim 8, wherein the adhesion between each intemal layer and each prepreg is conducted 
by heating. 

40 

Patentanspruche 

1 . Prepreg, welches sich aus einem Gemisch aus einem Polycarbodiimidharz und einem Epoxyharz zusammensetzt 
und welches die Form eines Films aufweist. 

45 

2. Prepreg, zusammengesetzt aus (1) einem Gemisch aus einem Polycarbodiimidharz und einem Epoxyharz und 
(2) einem Basismaterial. 

3. Prepreg nach Anspruch 2, welches durch Impragnieren des Gemischs (1) aus einem Polycarbodiimidharz und 
50 einem Epoxyharz in das Basismaterial (2) und Vorvulkanisieren des Gemischs (1) erhalten wird. 

4. Prepreg nach einem der AnsprCiche 1 bis 3, wobei das Polycarbodiimidharz aus mindestens einer Art von aroma- 
tischem Polyisocyanat erhalten wird. 

55 5. Prepreg nach einem der Anspruche 1 bis 3, wobei das Polycarbodiimidharz ein Polystyrol-reduziertes zahlenge- 
mitteltes Molekulargewicht von 3.000 bis 50.000 aufweist, wie mittels Gelpermeationschromatographie gemessen. 

6. Prepreg nach einem der Anspruche 1 bis 3, worin der Anteil des Epoxyharzes 20 bis 200 Gewichtsanteile pro 1 00 
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Gewichtsanteilen des Polycarbodiimidharzes betrSgt. 

Mehrschtchtige gedruckte Schaltungsplatte. wie erhalten durch abwechselndes Laminieren eines Innensubstrats 
und einer isolierenden Haftschicht und deren Verkleben miteinander, wobei das Prepreg nach einem der AnsprQ- 
Che 1 bis 6 als der isolierenden Haftschicht verwendet wird. 

Verfahren zur Hersteltung einer mehrschichtigen gedruckten Schaltungsplatte, welches das abwechselnde Lami- 
nieren eines Innensubstrats und eines Prepregs nach einem der Anspruche 1 bis 6 umfasst, deren Verkleben 
miteinander und das Ermdglichen, dass alle Innensubstrate an den erforderlichen Abschnitten miteinander in Ver- 
bindung stehen. 

Verfahren nach Anspruch 8, worin die Haftung zwischen jeder Innenschicht und jedem Prepreg durch Erhitzung 
bewirkt wird. 

15 

Revendications 

1 . Pr6impr6gn6 qui est compost d'un melange d'une r^sine de polycarbodiimide et d'une r^sine §poxy, et qui pr^sente 
une forme de film. 

20 

2. Pr^impr^gn^ compost de (1 ) un melange d'une r^sine de polycarbodiimide et d'une resine ^poxy, et (2) un mati^re 
de base. 

3. Pr^impr^gn^ selon la revendication 2, qui est obtenu par impregnation d'une melange (1) d'une resine de poly- 
25 carboditmide et d'une resine §poxy dans la matidre de base (2) et semi-durcissement du melange (1). 

4. Pr^impr^gn^ selon I'une quelconque des revendications 1^3, dans lequel la resine de polycarbodiimide est ob- 
tenue k partir d'au moins un type de polyisocyanate aromatique. 

30 5. Pr6impr6gne selon les revendications 1 k 3, dans lequel la resine de polycarbodiimide pr^sente un poids mol^- 
culaire moyen en nombre reduit au polystyrene de 3000 ci 50 000, tel que mesur6 par chromatographie par per- 
meation de gel. 

6. Preimpregne selon I'une quelconque des revendications 1^3, dans lequel la proportion de la resine epoxy est de 
35 20 k 200 parties en poids pour 100 parties en poids de la resine de polycarbodiimide. 

7. Circuit imprime multicouche imprime par stratification alternee d'un substrat interne et d'une couche adhesive 
isolante et ieur adhesion (es uns aux autres, dans lequel un preimpregne expose dans I'une quelconque des 
revendications 1 ^ 6 est utilise en tant que couche adhesive isolante. 

40 

8. Precede de production d'un circuit imprime multicouche, comprenant les etapes consistant k stratifier de fagon 
alternee un substrat interne et un preimpregne expose dans I'une quelconque des revendications 1 a 6, les faire 
adherer les uns aux autres et laisser tous les substrats internes communiquer les uns avec les autres aux portions 
requises. 

45 

9. Precede selon la revendication 8, dans lequel I'adhesion entre chaque couche interne et chaque preimpregne est 
realisee par chauffage. 



7. 

5 

8. 

10 

9. 



50 



55 
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FIG.1 



1 
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